Materials. Free-base meso-triarylcorroles were synthesized according to a literature procedure. 1 Anhydrous decahydronaphthalene (decalin), molybdenum hexacarbonyl 99.99%) and potassium carbonate (granulated) were purchased from Sigma-Aldrich and used as received. Silica gel 60 (0.04-0.063 mm particle size, 230-400 mesh, Merck) was employed for flash chromatography. Silica gel 60 preparative thin-layer chromatographic plates (20 cm x 20 cm x 0.5 mm, Merck) were used for final purification of all complexes.
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(100 mg), decalin (10 mL), and a stir bar. The vial was sealed and flushed with a stream of argon for 10 min. and then heated to 186 °C (in an oil bath) and maintained at that temperature for 16 h with constant stirring under Ar. Completion of the reaction was indicated by the disappearance of the Soret absorption of the free-base corrole and the appearance of a new Soret maximum at approximately 355 nm. Upon cooling, the reaction mixture was loaded on to a silica gel column and eluted with n-hexane, which resulted in the removal of the decalin. Changing the solvent to 3:2 n-hexane/dichloromethane then resulted in a red band consisting of the Mo V O corrole. The Mo biscorrole finally eluted with 98:2 dichloromethane/ethyl acetate as a yellowish brown band. All fractions with λ max ∼355 nm were combined and evaporated to dryness. The residue was further purified by preparative thin-layer chromatography on a silica gel 60 plate with 95:5 dichloromethane/ethyl acetate to afford the analytically pure product (as evidenced by TLC and exceptionally clean mass spectra). Yields and analytical details for the different complexes are as follows. with a PHOTON100 CMOS detector operating in shutterless mode. A brown rod-shaped crystal coated in protective oil was mounted on a MiTeGen kapton micromount and cooled to 100(2) K under a nitrogen stream using an Oxford Cryostream 800 Plus. Diffraction data were collected using synchrotron radiation monochromated using a silicon (111) crystal to λ = 0.8857(1) Å. The structure was solved by intrinsic phasing using SHELTX 3 and refined on F 2 using SHELXL-2014. 4 All non-hydrogen atoms were refined anisotropically.
Mo
Hydrogen atoms were included at their geometrically estimated positions. Partial occupancy carbon and chlorine atoms of the disordered CH 2 Cl 2 molecule were constrained to have equal U ij values.
B. Computational section
Methods. All calculations were carried with the ADF 2016 5 program system using the B3LYP functional, ZORA STO-TZP 6 basis sets, and appropriately fine integration grids and tight SCF and geometry optimization criteria. TDDFT calculations employed the CAMY-B3LYP 7 functional. Scalar and spin-orbit relativistic effects were taken into account with the ZORA Hamiltonian 8,9,10 and Grimme's D3 11 dispersion correction was used throughout. Solvent conditions (dichlormethane) were simulated with the COSMO model. 12 For the determination of relativistic effects, TDDFT calculations were also carried out with a nonrelativistic Hamiltonian; the basis sets employed in these calculations, however, were still those optimized for relativistic ZORA calculations. Figure S5 . Scalar-relativistic CAMYB3LYP/STO-TZP/COSMO MO energy level diagrams for W[TPC] 2 (C 2 ), Mo[TPC] 2 (C 2 ) and Mo[C] 2 (C 2 ). Unoccupied and doubly occupied MOs are shown in red and black, respectively, and MOs with >25% metal d character are indicated by the label d. The energy range marked G is that spanned by the Goutermann-type frontier MOs. S10 Figure S6 . Spin density plots for the cationic and anionic states of Mo[TPC] 2 . Majority and minority spin densities are shown in cyan and burgundy, respectively. The contour has been set at 0.009 e·Å −3 . 
